[S1] Fluoroarene (50 mL/mmol) was then added and the resultant orange solution was freeze-pump-thaw degassed three times and backfilled with H2 (4 bar).
The reaction mixture was stirred for a further 16 h at ambient temperature. During which time the color of solution changed to yellow. The solvent and excess H2 were then removed in vacuo. The resultant solid was washed with pentane (2 × 5 mL) before being extracted into the minimum volume of CH2Cl2 and filtered. Layering with pentane afforded single crystals suitable for an X-ray diffraction study.
S.1.1.1. Characterization data for 1a
Yield: 33 mg (67% 
S.2. NMR Spectra

S.3. Crystallographic and refinement data S.3.1. Crystal structure determinations
Single crystal X-ray diffraction data for all samples were collected as follows: a typical crystal was mounted on a MiTeGen micromounts using perfluoropolyether oil and cooled rapidly to 150 K in a stream of nitrogen gas using an Oxford Cryosystems unit. [S3] Data were collected with an Agilent SuperNova diffractometer (Cu Kα radiation, λ = 1.54180 Å). Raw frame data were reduced using CrysAlisPro. [S4] The structures were solved using SHELXT [S5] and refined using full-matrix least squares refinement on all F 2 data using the SHELXL-18 [S6] using the interface OLEX2. [S7] All hydrogen 
S.3.2. Further comments on crystal structures
Platon Alerts (Poor Data / Parameter Ratio) are obtained for most structures particularly 5a. In all instance, strong data and high completeness were obtained to a resolution of 0.80 Å. The anion and the PFB were found to be extensively disordered, necessitating a large number of parameters be employed in the refinement. Whilst refinement of disordered components employing isotropic displacement parameters afforded greatly improved the data / parameter ratio, the R1 and wR2 values deteriorated significantly. In the reported structures, disordered components were refined with anisotropic displacement parameters employing appropriate restrains. In all cases, despite the poor data / parameter ratios, the refinements were stable and (7), Rh-C27 2.187(8), Rh-C29 2.201(7), Rh-C30 2.205(7). S33 Figure S51 : Molecular structure of 6b with displacement ellipsoids at 50% probability displayed. All lower occupancy disorder components and hydrogen atoms and have been omitted for clarity. Selected bond lengths (Å): Rh1-P1 2.2894(5), Rh1-P2 2.2888(5), Rh-C27 2.212(2), Rh-C28 2.213(2), Rh-C30 2.216(2), Rh-C31 2.211(2). 
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